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by trimethylsilylbromide (3.78 mL, 24.7 mmol) µL) was added and the pH was adjusted to 7.3 by using conc. aqueous HCl. The dark green solution was formed after 3 hours of stirring at 70 °C, filtered and kept at room temperature.
Green crystals of compound started appearing after a day. Yield: ca. 65%. FTIR ν max :
3357(br), 1663 1643, 1603, 1547, 1505, 1435, 1392, 1256, 1131, 1101, 1030, 965, 830, 756, 668 was added and the pH was adjusted to 7.1 by using conc. aqueous HCl (0.01 mL). The dark green solution was formed after 1.5 hours of stirring at 70 °C (pH ca.6.9), filtered and kept at room temperature. Green crystals of were formed overnight. Yield: 61%. FTIR ν max :
3357(br), 1665, 1642, 1599, 1491, 1456, 1435, 1389, 1256, 1125, 1103, 1046, 1032, 962, 831, 784 was co-injected via a micropump at 2 µL min -1 and used as an internal lock mass. The ESI settings were set with the nebuliser gas and desolvatation gas at 60 and 500 L h -1 , respectively. The ESI gas used was nitrogen. Source and desolvatation gas temperature were set at 100 and 200 °C, respectively. The ion polarity for all MS scans were recorded in negative mode with voltage of the capillary tip set between 2.5-3 kV, sample cone at 30 V, extraction cone at 3 V, RF value set between 100-1000, m/z range set between 100-3000, scan time at 0.9 sec and inter-scan delay set at 0.1 sec.
The experimental and modelled isotopic distributions of the assigned anionic species are shown in Figures S3-6. An 7.8x10 -6 M solution of a dried sample of H 6 Na 6 [(N 3 ) 2 ⊂ 2]⋅40H 2 O in deionised water was deposited by spin-coating at room temperature onto the Au(111) surface. Prior to the deposition the Au surface was cleaned in vacuum using a standard procedure as described by Krasnikov et. al.
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The STM experiments were conducted at room temperature using a commercially available instrument from Createc. STM measurements reveal that the molecules readily self-assemble on the Au (111) The crystals of both compounds were small and the diffraction patterns were characterised by a large number of very low-intensity reflections. Phenyl rings of the organophosphonate ligands are disordered. The phenyl rings were either constrained to regular hexagons with edge length of 1.39 Å, or restrained to be coplanar with equal C-C bond lengths. For H 6 Na 6 [(N 3 ) 2 ⊂ 2]⋅40H 2 O, atom positions involving O(4), and azide atoms N(1), N(2) and N(3) were constraint. The quality of the data sets did not allow the location of all constitutional solvent molecules. 
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Figure S13. ORTEP diagrams of 1 (left) and 2 (right). Thermal ellipsoids are drawn at the 50% probability. 
